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3LAIMS 



oxide TwL'nco^ted in the perovskite mold multiple oxide crysta. .attice as a catalyst for em.ss.on gas punficahon ,n an eng.no 
[SIT 2]^ location in which the catalyst is prepared is an automobile exhaust purge according to claim 1 which it is directly under 



an engine. 
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DETAILED DESCRIPTION 



Detailed Description of the Invention] 

Sstrial Application] This invention relates to the automobile exhaust purge excellent in the clarification capacity of a carbon 
monoxide (CO), a hydrocarbon (THC), and nitrogen oxide (NOx). 

[Description of the Prior Art] As a three way component catalyst for emission gas purification the precious metal catalyst which> 
supported noble metals, such as Pt. Rh. and Pd. is put in practical use by alumina support, and rt ,s widely used for rt To be shown in 
drawing 1 . an automobile exhaust purge forms an oxygen sensor 4 in the exhaust port of an engine 2 detects the oxyg n densrty of 
exhales, calculates A/F (air-fuel ratio) by computer (ECU) 6 based on the detecting signal and rt .s «£^*«*<^ 
formula fuel injection equipment (EFI) 8 which injects a fuel in an engine 2 so that A/F goes mto the ™" ' 
[0003] after performing the durability test of 60 hours to drawing 2 and drawing 3 at 950 degrees C among the engine exhaust gas ^set 
as theoretical air fuel ratio (A/F=14.6) in the sample, the activity of the various catalysts wh.ch measured the sample on SV(space 
velocity) =70000-/o'clock of conditions with **** omission and a model gas testing machine ,n test piece size (the d .amete -of 30mm 
and hefght are 25mm - cylindrical) is shown. (A) The chart on the left of each drawing of - (C) shows the rate of clanficaton to the 
temperature in theoretical air fuel ratio, and right-hand side drawing shows the rate of clanfication to A/F when setting the 
temperature included in a catalyst as 400 degrees C. and measuring rt. The catalyst (example 3) wh.ch supported I Pd to *e Perovskrte 
mold multiple oxide which is one example which explains (A) of each drawing later, and B) adjust the conventual caters ■»» 
example b of a comparison) which supported Pd to the alumina, and (C) to the conventional catalyst (the example a of a companson) 

and this conventional specification which supported Pt and Rh to the alumina. , . . 

[0004] Drawing is the case where fluctuation by each A/F is **0.5 A/F. and the range of A/F * window) ^ ^ere each rate of 
clarification of CO. THC, and NOx can secure 60% or more exists also in the conventional cato yst of (B) and (C). on the other hand 
d rawing - every - it is the case where fluctuation by A/F is **2.0 A/F, and is shown in (B) and (C) - as - the catalyst of ****** 
-™ery- if Nation by A/F becomes large also at **2.0 A/F. the rate of clarification of CO will fall and 60% window which can 
purify three components 60% or more simultaneously will be lost Therefore, he is trying for the conventional purge to come » by 
performing A/F feedback control as shown in drawing 1 in 60% window where fluctuation of A/F does not exceed **0.5. and A/F is 

[0005] M^Z^6\recX^on6er an engine, as for the exhaust gas from an engine A/F is sharply changed to tto «tf "a Nation 
Therefore, in order to suppress A/F fluctuation in the location of a catalyst like before, a catalyst must be installed in the location 
detached distantly [ engine ] so that the A/F fluctuation for every engine cylinder can be eased, and rt is attached in the car body 
lower part generally called an under floor. On the other hand, lowering of exhaust gas temperature reduces catalytic activrty. for 
example, every - the case where fluctuation by A/F is **0.5 A/F - 200 degrees C or less - almost - catalytic activity - being 
Tost - every - when fluctuation by A/F becomes large also at **2.0 A/F. rt is 350-400 degrees C or ess and sto ps air eady showing 
catalytic activity with the conventional catalyst, as shown in the chart on the left of £^3 (B) an d (C) Since rt wrtl get coW by the 
time Se exhaust gas from an engine reaches a catalyst if it installs in the location which detached the catalyst distant [ engine ] on 
the conditions that exhaust gas temperature, such as the time of engine start up. is low. a catalyst serves as inactive and 1 the, proWem 
by which exhaust gas is not purified arises. Therefore, the cure of using the exhaust p,pe from an engine to a catalyst as a double pipe. 

[0006] e ui7zation^ cheap three way component catalyst for emission gas purification with which the catalyst which 

made noble metals live together as a catalyst in the perovskite mold multiple oxide which consists of a rar e ea r* metal an alk aline 
eartn m7tal.an?transition metals purifies CO. HC. and NOx (refer to JP.59-87046.A. JP 60-82138A and JP ,1-168343*) .The exhaust 
gas purge equipped with A/F feedback control as the exhaust gas purge which this catalyst is used instead of the conventional catalyst 
which made the alumina support noble metals, and uses this catalyst indicated to be to drawing 1 is planned. 

[0007] , _ 

[Problem(s) to be Solved by the Invention] If A/F feedback control as shown in drawing 1 is performed, an oxygen sensor and 
expensive components, such as ECU and EFI. will be needed, and it will become cost high so much. Moreover since it will ge ; cold by 
the time the exhaust gas from an engine reaches a catalyst if it installs in the location which detached the catalyst distantly [ engine 
in order to operate a catalyst also especially at the time of engine start up. when not enough, the cure of heating a catalyst is also still 
needed [ use the exhaust pipe from an engine to a catalyst as a double pipe, and it is made to keep rt warm, or a Even , . *is mvenbon 
does not perform A/F feedback control using an oxygen sensor and expensive components, such as ECU and EFI. it also aims us.ng a 
carburetor (carburetor) and a short form fuel injection equipment at offering the purge with wh.ch exhaust gas is purified. 
[0008] 

[Means for Solving the Problem] The exhaust gas purge of this invention is applied to the engine which does not perform feed back 
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; ontrol of air-fuel ratio by the signal of the oxygen sensor of an engine exhaust port And the catalyst Which supported noble metals to 
he perovskite mold multiple oxide, or was incorporated in the perovskite mold multiple oxide crystal lattice as a catalyst for emission 
-as purification is used. Since it is stopped that directly under [ engine ]. then exhaust gas are cooled in the location in which the 
Utalyst is prepared, a means to keep exhaust gas warm, and a means to heat a catalyst become unnecessary, a catalyst works from 
rem immediately after putting an engine into operation between the colds, and it is advantageous for em.ss.on gas Platoon 
0009] The catalyst used by this invention is BO(AI-xA'x) 3 (among a formula at least one sort of A of La Nd and the Pr). A At least 
3ne sort in Ce. Mg. calcium. Sr. Ba, and Y. B - Co, Mn, Fe. nickel. Cr. Cu. and Zn - inner at least one sort 0< x<1 - it it - a noble- 
metals element is built into the crystal lattice of B site of the thing which supported at least one sort in the noble-metals element 
Ich becomes the perovskite mold multiple oxide shown from Ru, Rh. Pd. Os. Ir. and Pt, or a perovskite mold multiple ox.de. The 
manlcture approach of such a perovskite mold multiple oxide is indicated by the above-mentioned bibliography and is learned weH. 
[001 0] The catalyst used by this invention can include further Ce and Zr. the heat-resistant ox.de wrth which at least the part serves 
as a multiple oxide and/, or the solid solution including rare earth metals other than Ce further, or the heat-resistant ox.d , which 
consists of Ce. in order to raise thermal resistance to the component which supported noble metals to the perovskite mold mutople 
oxide, or was incorporated in the perovskite mold multiple oxide crystal lattice. As for the multiple ox.de expressed with a general 
formula (CeZrM) 02 (a rare earth metal or alkaline earth metal excluding [ M ] CeX as such a heat-resistant ox.de. 0 . JCeSOZJ D 
(CeZrY)2. O (CeZrLa)2. O (CeZrNd)2. O (CeZrBa)2. etc. besides Ce02 and O (CeZr)2 are desirable. Moreover since the d^ctoor, i of 
CeOO(CeSi) 2 [O(CeZr) 2 ] is excellent in the effectiveness of maintaining hot clarification activity and 02 and O(CeZrBa) 2 excel two 
in the effectiveness of maintaining hot clarification activity, further (CeZrY), it is more desirable. 

[FwL] Drawing (A) and drawing (A) show the catalytic activity after a durability test of the catalyst which supported palladium 
as noble metals to a perovskite mold multiple oxide. There are not the conventional catalyst 60% window where three component 
case the A/F range of fluctuation is **0.5 A/F are purified 60% or more is indicated to be to draw.ng 2 <B) and I (C) and a big drfference. 
When the A/F range of fluctuation becomes **2.0 A/F. with the catalyst of this invention 60% window differs from the ^"ven-bonal 
catalyst the point which is still larger is indicated to be to drawing 3 (B) and (C) notably. Therefore, three components can ber purrffed 
even if it performs A/F feedback control and does not stop the A/F range of fluctuation. Moreover, since the A/F range of fluctuabon 
may be large, even if it can install a catalyst directly under [ which is easy to receive A/F fluctuation ] an engine and does keep an 
exhaust pipe warm on the conditions that exhaust gas temperature, such as the time of engine start up. is low, erther or does not heat 
a catalyst, predetermined gas cleanup effectiveness can be acquired. 

[Example] Drawing shows the engine with which this invention is applied. The fuel with which the carburetor 20 was formed in ^the 
engine 2 and A/F was adjusted is supplied. In the exhaust port of an engine 2, the catalyst 22 is formed in the location [ directly 
under ] of an engine 2 Shough the oxygen sensor 4 is formed in the upstream of a catalyst 22 by a diagrarn. an oxygen sensor 4 ,s for 
seS up "e exhaust gas conditions for a test, and its oxygen sensor 4 is unnecessary as not a thing but the «^ J^"^"* 
feedback control of A/F with the signal of an oxygen sensor 4. Moreover, although the passage which .ntroduces the compressed I air 
established in the upstream of a catalyst 22 by a diagram, this is also for setting up the exhaust gas condruons for durab. My tests, and 
is unnecessary in the example. The example of this catalyst 22 is shown below, the catalyst in an example and the example of £ 
comparison ^supported by heat-resistant honeycomb support, and a diameter is [ 80mm and the he.ght of the s.ze of the honeycomb 
support ] 95mm — it is cylindrical and the number of eels per two is 400 1 cm. 
[0013] (Example 1) 

T^trnTer^^^ crystal powder 10 which does not contain noble metals - the 100 weight ^50^ 

sections as an example). The pure-water 150 weight section is added to the known heat-resistant ox.de powder 0 - ^Owetfrt sections 
(50 weight sections as an example). The slurry which carried out grinding mixing for 12 hours and which was obtained with the ball rn.M 
is slushed into the honeycomb support of the quality of cordierite. After blowing off and drying the slurry of- Uie ^^^P 1 ^^^^" 
by airstream (it is 24 hours at 130 degrees C). the support which is calcinated among atmospheric air at 600 degrees C for 3 hours and 
by which coating of a perovskite mold multiple oxide and the heat-resistant oxide was carried out to homoge nerty J» opined. 
[0014] [Basic operation B] The noble-metals salt water solution which carried out weighing capacity so that it might become the O.Z 
5 0 weight section by noble-metals conversion to the 100 weight sections of perovskite mold multiple oxide powder and heat-resistant 
oxide powder among the coating support obtained by the support approach of Pd and the dissolution basic operation A to a perovskite 
mold multiple oxide crystal is prepared. Coating support is immersed in this water solution or its dilution water solution, and 
impregnation of the whole quantity of noble metals is carried out to perovskite mold multiple ox.de powder and heat-res.stant ox.de 
powder, and after desiccation, it calcinates in atmospheric air and considers as the sample for durability tests. 
[001 5] (La0.8Ce0.2) The honeycomb inner surface was coated with 031 00 weight section by basic operation A at homogeneity 
(FeO 6Co0.4). The amount of coats was 1 96g per honeycomb volume of 1 1. The palladium nitrate water-solution (with product of Tanaka 
Kikinzoku Kogyo, Inc.. it is 4.4 % of the weight by Pd metal) 56.8 weight section which carried out weighing capacity "^^J*" 1 ** 
become the 2.5 weight sections by Pd conversion at this based on basic operation B was melted in the aqua-fortis 100 weight section. 
pH of this solution was 0.2. After carrying out impregnation of the whole quantity of this solution to the above-mentioned coating 
honeycomb support, it dried at 130 degrees C for 24 hours, it calcinated at 600 degrees C in atmosphenc air for 3 hours, and the 
sample of an example 1 was obtained. ,. V . AI ., oc - , . . . 

[001 6] (Example 2) The honeycomb inner surface was coated with O350 weight section and O(Ce0.65Zr 0.30Y0XI5) 250 weight section 
by the basic operation A of an example 1 at homogeneity (Fe0.6Co0.4). (La0.8Ce0.2) The amount of coats was 178g per honeycomb 
volume of 11. On the other hand, the palladium nitrate water-solution (with product of Tanaka Kikinzoku Kogyo, Inc., it is 4.4 % of the 
weight by Pd metal) 25 weight section which carried out weighing capacity so that it might become the 1 .1 weight section by Pd 
conversion based on the basic operation B of an example 1 was melted in the aqua-fortis 100 weight section. pH of th.s solution was 
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i.2. After carrying out impregnation of the whole quantity of this solution to the above-mentioned coating honeycomb support, it dried 
it 130 degrees C for 24 hours, it calcinated at 600 degrees C in atmospheric air for 3 hours, and the sample of an example 2 was 
obtained. 

0017] (Example 3) The honeycomb inner surface was coated with O350 weight section and O(Ce0.9Si0.1) 250 weight section by basic 
operation A at homogeneity, and the sample of an example 3 was obtained (Fe0.56Co0.38Pd0.06). (La0.9Ce0.1) The amount of coats 
vas 155g per honeycomb volume of II. The perovskite mold multiple oxide (La0.9Ce0.1) (Fe0.56Co0.38Pd0.06) 03 of this example 
ncorporates the noble-metals element Pd to the crystal lattice of that B site. An example of the manufacture approach is shown 
>elow. 

0018] Metallic elements other than a noble-metals element consider as an alkoxy alcoholate, for example, are prepared as follows. 

_anthanum ethoxy ethylate 36.6g (0.09 mols) 

_a3 (OC2H40C2H5) Cerium ethoxy ethylate 4.1 g (0.01 mols) 

De3 (OC2H40C2H5) Iron ethoxy ethylate 18.4g (0.056 mols) 

r e3 (OC2H40C2H5) Cobalt ethoxy ethylate 9.0g (0.038 mols) 

Do (OC2H40C2H5)2 — these metal alkoxy alcoholates were put into the round bottom flask of 500ml capacity, as an organic solvent 
:oluene 200ml was added, was agitated and dissolved, and it considered as the mixed alkoxy alcoholate solution. 
$019] On the other hand, the noble-metals element was prepared as a water-soluble salt, and the water solution which added 100ml 
Df deionized water to 12.1g (Pd part 4.4wt(s)%) (equivalent to 0.53g and 0.006 mols at Pd conversion) of palladium nitrate solutions as 
the water solution was prepared. It was gradually dropped under the room temperature into the previous mixed alkoxy alcoholate 
solution, having palladium nitrate poured [ this ] it for about 15 minutes. Brown precipitation generates promptly by dropping of a 
palladium nitrate water solution, and it becomes viscosity gradually. After agitating the solution under a room temperature for 2 hours, 
moisture and the toluene of an organic solvent were distilled off out of the system of reaction under reduced pressure, and the 
precursor of a dark-brown LaCeFeCoPd oxide was obtained. 

[0020] After moving the viscous object of this precursor to the petri dish and carrying out draught drying at 60 degrees C for 24 hours, 
among air, it heat-treated at 600 degrees C with the electric furnace for 2 hours, and dark-brown powder was obtained. The powder 
was the perovskite mold single crystal phase of O(Fe(La0.9Ce0.1)0.56Co0.38Pd0.06) 3 from the result of a powder X diffraction. 
[0021] (Example 4) The honeycomb inner surface was coated with O350 weight section and O(Ce0.8Zr0.15Ba0.05) 250 weight section 
by basic operation A at homogeneity, and the sample of an example 4 was obtained (Co0.9Pd0.06Pt0.04). (La0.8Sr0.2) The amount of 
coats was 1 61 g per honeycomb volume of II. The perovskite mold multiple oxide (La0.8Sr0.2) (Co0.9Pd0.06Pt0.04) 03 of this example 
incorporates the noble-metals elements Pd and Pt to the crystal lattice of that B site, and that manufacture approach of it is the same 
as that of an example 3. 

[0022] (Example 5) The honeycomb inner surface was coated with O380 weight section and O(Zr0.8Ce0.2) 220 weight section by basic 
operation A at homogeneity, and the sample of an example 5 was obtained (Mn0.5Co0.4Pd0.05Ru0.05). (LaO^Ba0.8) The amount of 
coats was 172g per honeycomb volume of II. The perovskite mold multiple oxide (La0.2Ba0.8) (Mn0.5Co0.4Pd0.05Ru0.05) 03 of this 
example incorporates the noble-metals elements Pd and Ru to the crystal lattice of that B site, and that manufacture approach of it is 
the same as that of an example 3. 

[0023] ((a) The example of a comparison) The catalyst which made the heat-resistant oxide powder (Ce0.8Zr0.2) 02 live together was 
used for Pt-Rh/gamma-aluminum 203 which is the conventional catalyst for automobiles. The weight ratio of gamma-aluminum 203, 
and O (Ce0.8Zr0.2)2, Pt and Rh was 50:50:0.4:0.12. The amount of coats was 208g per honeycomb volume of II. 

[0024] ((b) The example of a comparison) The catalyst which made the healrresistant oxide powder (Ce0.8Zr0.2) 02 live together was 
used for Pd/gamma-aluminum 203 which is the conventional catalyst for automobiles. The weight ratio of gamma-aluminum 203, and 
O (Ce0.8Zr0.2)2 and Pd was 50:50:2.5. The amount of coats was 21 2g per honeycomb volume of 11. 

[0025] (Durability test conditions) With the carburetor specification engine shown in drawing 4 , each catalyst of an example and the 
example of a comparison was attached in the flue system whose displacement is 0.661., it adjusted so that the interior temperature of a 
catalyst might become 950 degrees C, and the durability test was performed for 50 hours. By adjusting so that it may be set to 
A/F=13.5, and introducing the compressed air into the lower stream of a river of an engine 2, the fuel flow of the carburetor 20 under 
the durability test was set up so that the exhaust gas included in a catalyst 22 might serve as theoretical air fuel ratio (A/F=14.6). 
[0026] (Assessment of the catalytic activity after a durability test) Each catalyst of an example and the example of a comparison was 
attached in the flue system of the same carburetor specification engine as a durability test The fuel flow of a carburetor 20 was 
aajusted so that it might be set to A/F=1 3.5, it attached the heat exchanger in the lower stream of a river of an engine 2, and it set it 
up so that the exhaust gas temperature included in a catalyst 22 might become 400 degrees C. When fluctuation of A/F was measured 
with the oxygen sensor 4 attached just before the catalyst 22, it was 1 .5Hz in frequency in amplitude**2.0 A/F. Moreover, the capacity 
which passes a catalyst 22 was about 70000-/o'clock in space velocity (SV). The gas before and behind a catalyst is measured with an 
automobile exhaust analyzer, and the result of having asked for the rate of clarification by each catalyst is shown in a table 1. 
[0027] 
[A table 1] 
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[0028] With the flue system which does not perform A/F feedback control like a carburetor specification engine from the result of a 
table 1, as a result of the A/F range's of fluctuation becoming large, in the examples a and b of a comparison using the catalyst which 
supported the noble-metals element to the alumina, catalytic activity is low and cannot present practical use. In the example using the 
catalyst which supported the nobie-metals element to the perovskite mold multiple oxide, or was incorporated to the crystal lattice, it 
turns out to it that an average of A/F is purifying three components of CO, THC, and NOx 60% or more in the range larger than 13-15, 
and can present practical use. 
[0029] 

[Effect of the Invention] Since three components of CO, THC, and NOx can be purified even if it does not perform A/F feedback 
control in this invention, an oxygen sensor and expensive components, such as ECU and EFI, cannot be needed, but cost can be 
lowered. Moreover, since a catalyst can be arranged directly under an engine, in order to keep a catalyst warm, an exhaust pipe is used 
as a double pipe, or a cure, such as forming a heater, also becomes unnecessary, and it comes out to aim at cost lowering also at this 
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DESCRIPTION OF DRAWINGS 



iBrief Description of the Drawings] 

[Drawing 1] It is the schematic diagram showing the conventional exhaust gas purge. 

[Drawing 2] It is drawing showing the clarification property of various catalysts in case A/F fluctuation is **0.5 A/F. 
[Drawing 3] It is drawing showing the clarification property of various catalysts in case A/F fluctuation is **2.0 A/F. 
[Drawing 4] It is the outline block diagram showing one example. 
[Description of Notations] 
2 Engine 

4 Oxygen Sensor 
20 Carburetor 
22 Catalyst 
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